Experimental Section

General
Commercially available materials purchased from Merck, Aldrich, or Fluka was used as received. THF was distilled over sodium and other solvents were dried over 4Å molecular sieve prior to use. α-Enolicdithioesters were prepared by literature procedure. 1 The IR spectra were recorded on Varian 3100 FT-IR spectrophotometer. Proton nuclear magnetic resonance ( 1 H NMR) and 13 C NMR spectra were recorded on JEOL AL 300 FT-NMR spectrometer. Chemical shifts were recorded in parts per million (ppm, δ) relative to tetramethylsilane. Coupling constants (J) are given in Hertz (Hz). 1 H NMR splitting patterns are designated as singlet (s), doublet (d), dd (doublet of doublets); m (multiplets), and etc. All first-order splitting patterns were assigned on the basis of the appearance of the multiplet. Splitting patterns that could not be easily interpreted are designated as multiplet (m) or broad (br). High resolution mass spectral analysis (HRMS) was performed on Water-Q-Tof premier HAB 213 instrument using electron spray ionization (ESI) technique. X-ray crystallography analysis was performed on X-calibur Oxford CCD Diffractometer. All the reactions were monitored by thin-layer chromatography (TLC) using pre-coated sheets of silica gel G/UV-254 of 0.25 mm thickness (Merck 60 F 254 ) using UV light for visualization. Melting points were determined with Büchi B-540 melting point apparatus and are uncorrected.
General Procedure
A dry 25 mL round bottomed flask equipped with a magnetic stir bar was charged with a solution of α-enolicdithioester 1 (1 mmol) in 5 mL of DMF. To this solution Cs 2 CO 3 (0.325 g, 1 mmol) was added followed by stirring at room temperature for 10 minutes. Then, epoxide 2 (0.079 mL, 1 mmol) was added slowly to the reaction mixture via a syringe. The resulting mixture was then stirred at room temperature till completion of the reaction (monitored by TLC) for the time indicated in Table 2 . After the completion of the reaction, 20 mL of water was added followed by extraction with dichloromethane (2 10 mL). The combined organic layers were dried over anhydrous Na 2 SO 4 , filtered, and solvent was evaporated under vacuo. The crude residue thus obtained was purified by column chromatography over silica gel using ethyl acetate/n-hexane as eluent to afford the pure product 3. 7, 42.7, 82.9, 94.9, 128.7, 128.9, 136.5, 138.3, 176.5, 187 42.8, 55.4, 82.6, 95.0, 113.6, 114.0, 129.6, 130.8, 162.7, 175.0, 187.5 . IR (KBr, cm -1 ): 2995, 1620, 1590, 1520, 770, 680 . 8, 42.8, 82.8, 95.4, 123.9, 126.5, 127.7, 127.8, 128.2, 128.5, 129.1, 129.4, 130.5, 132.7, 135.1, 175.8, 188.6 7, 42.7, 82.9, 94.9, 128.7, 128.9, 129.2, 136.5, 138.3, 176.5, 187.3 : δ 37.3, 85.9, 94.9, 123.6, 126.1, 127.5, 128.4, 128.9, 129.2, 131.9, 136.8, 138.4, 172.7, 188.8 4, 85.9, 94.7, 112.1, 114.6, 126.0, 128.8, 129.1, 136.7, 145.0, 153.7, 176.1, 178. (dd, J = 11.7 and 8.4 Hz, 1H), 3.81 (dd, J = 11.4 and 8.1 Hz, 1H), 6.81 (s, 1H), 3H), 7.91 (d, J = 7.5 Hz, 2H) . 13 C NMR (75 MHz, CDCl 3 ): δ 23. 7, 25.1, 28.0, 29.6, 50.5, 88.9, 95.7, 127.4, 128.3, 128.9, 131.8, 138.7, 174.8, 191.0 29.6, 50.5, 55.4, 88.6, 95.5, 113.5, 129.5, 129.8, 131.7, 162.5, 175.6, 187.6 : δ 20.4; 23.2, 23.7, 25.1, 28.1, 29.7, 50.7, 55.6, 88.6, 106.9, 113.3, 119.0, 126.6, 131.2, 135.3, 155.9, 168.0, 186 2, 33.4, 43.0, 55.7, 82.6, 106.8, 113.6, 119.0, 126.8, 131.3, 134.9, 156.1, 167.3, 186 
Experimental data
HRMS [ESI, (M+H)
+
2-(5-(chloromethyl)-1,3-oxathiolan-2-ylidene)-1-(thiophen-2-yl)ethanone
